1
H-and 13 C-NMR spectra were recorded on a Bruker Biospin AVANCE 500 spectrometer. Chemical shifts are reported in parts per million (ppm) as values downfield from internal TMS in appropriate organic solutions. NMR spectra are reported as follows (s = singlet, d = doublet, t = triplet, q = quartet, quin = quintuplet, hex = hextuplet, m = multiplet, b = broad). The purity and the structures of the products were confirmed by LCMS on a Waters 2690 photodiode array detector system using the following conditions: Column Acquity Waters Symmetry C-18 1.7 m 2.1x50 mm; Solvent A, ammonium carbonate buffer (2g/L); Solvent B, CH 3 CN; flow rate, 1.0 ml/min; run time, 1.5 min; gradient, from 5 to 100% solvent B; mass detector, SQ Waters. Routine 1 H-NMR, 13 C-NMR and LCMS data can be seen below.
General procedure for the synthesis of 3a-j:
A mixture of cesium carbonate (500 mg, 2.2 eq.),(9,9-dimethyl-9H-xanthene-4,5-diyl)bis(diphenylphosphine) (40 mg, 0.1 eq) and Pd 2 dba 3 (32 mg, 0.05 eq.) in dry degassed toluene (1.4 mL) was stirred at 25°C for 60 min under an inert atmosphere in a sealed vessel.1-(2-bromophenyl)-N-methylmethanamine (0.100 ml, 0.68 mmol) and isothiocyanate (1.1 eq.) were added successively and the resulting mixture was stirred at 25°C for 90 min, then at 100-105°C for 16 hours under an inert atmosphere. The reaction was stopped. Solvents were vacued down. The residue was taken up in DMF, and filtered. The filtrate was purified by preparative reverse-phase HPLC to provide the title compound 3a-j.
(Z)-N-(3-methyl-3,4-dihydro-2H-benzo[e][1,3]thiazin-2-ylidene)cyclohexanamine (3a).
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(Z)-ethyl-3-(3-methyl-3,4-dihydro-2H-benzo[e][1,3]thiazin-2-ylideneamino)butanoate (3b).

(Z)-N-(3-methyl-3,4-dihydro-2H-benzo[e][1,3]thiazin-2-ylidene)-1-(tetrahydrofuran-2-yl)methanamine (3c).
(Z)-2-methyl-N-(3-methyl-3,4-dihydro-2H-benzo[e][1,3]thiazin-2-ylidene)propan-1-amine (3e).
